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JulyI992 Notes Ｃ７ｗ?.Ｐ力α'･"2.8皿"､４０(7)1937-1939(1992） 1９３７ 
Inl989,EvidenteeZα/､')reportedtheisolationofanewranoside（3ｂａｎｄｌｂ）levels4)suggeststhatthecMso‐ cytokininfTomtheculturefiltrateofハe"６！bmo"ａｓα川gzﾉﾋﾝﾉﾉ，mer(3c)ofthenewcytokininlcmayalsooccurinnature，anditsstructurewasestablishedaｓ９－(2-deoxy-β-D-ribo‐andtheavailabilityofasyntheticrefbrencesamplewould mranosyl)-"α"s-zeatin(1c)bymeansofchemicalsynthe‐greatlyflacilitatethesearchfbrthiscなisomerasanatural-sis.1-3)ThenaturaloccurrenceofbothcLF-zeatin(3a)andproduct､Wetherefbreinvestigatedthesynthesisof3cin trqns-zeatin（1a）ａｔｔｈｅａｇｌｙｃｏｎｅａｎｄｔｈｅ９－β-D-ribofn‐thepresentworkbyadoptingthe“a-aminoaldehyde/olefi-Il1IiLii：１二Ⅵ瀞`|蕊i謹蕊|鱗：騨蕊
Thesyntheticrouteto3cstartedwithreductionofthe 1Vとprotectedglycinemethylester5withdiisobutylaluminumhydride（ＤＩＢＡＨ）ｉｎCHzClz-hexaneat-78oCfbrlh， givingthealdehyde6in67％yieldOlefinationof6bythe Still-Gennarimodification7）［(CF3CHzO)2P(O)ＣＨ(Ｍｅ)－ CO2Me,ＫＮ(SiMe3)2,18-crown-6/MeCNtetrahydrofnran (THF)，-78°Ｃ,３０ｍｍ］oftheHorner-Wadsworth-Em-monsreaction8)producedthedesired(Z)-ester7andthe undesired(E)-ester9i、５８％ａｎｄ0.5％yields,respectivelyOntheotherhand，Wittigreaction8）ｏｆ６ｗｉｔｈｍｅｔｈｙｌ２－ 
la-c(R'＝Ｈ） 




































］ DＣ Averagedchlorophyllyieldb） 
（％ofcontrol） Compoundの 00（lＨ５０Ｃ ，Me4Sibilic鋭蝋▲ 【】Ⅱ１１１




























allowedtowarmtoroomtemperature,ａｎｄ10％aqueoustartaricacid（12565ＭＨｚ,ＣＤ３０Ｄ)５:ＺＬ７［C(5'')],３８９［C(1")],４１．６［C(2')],６１．７ (10,1)andH20(10ｍl)wereaddedinthatorderTheaqueouslayerwas［C(4'')],63.6[C(5')],73.0[C(3')],87.2[C(l')],89.9[C(4/)],121.3[C(5)]， scparatedliFomtheorganiclayerandextractedwithCH2Cl2(3×15ｍl)．124.3［C(2'')]，140.0［C(3")]，1409［C(8)]，１４９１［C(4)]，１５３３［C(2)]， TheCH2Cl2extractsandtheaboveorganiclayerwereCombined,washedl559[C(6)]'9)』"α/､CalcdfbrC1sH2IN504:Ｃ53.72;Ｈ,6.31;Ｎ,20.88.successivelywithsaturatedaqueousNaHCO3andsaturatedaqueousNaCl，Found：Ｃ，53.48；Ｈ，6.46；Ｎ,20.85． 







byadditionofasolutionofoxalicacid(72ｍｇ,０．８，mol)ｉｎＥｔＯＨ(０５ｍl）３）Anenzymaticsynthesisofthisdeoxyribosidefrom〃α"s-zeatinandamd､ifnecessary,ｗｉｔｈＥｔ３Ｎ・TheprecipitatethatresultedwasfilteredofI２－deoxyribosel-phosphatehasrecentlybeenreported:Ｙ､Inoue,FwashedwithEtOH（0.3ｍl)，ａｎｄｄｒｉｅｄｔｏｇｉｖｅｌＯ（199ｍｇ，８５％),ｍｐ Ｌｉｎｇ,ａｎｄＡＫｉｍｕｒａ,ＡｇｒｊｃＢｊｏ/､die”.,５５，６２９（1991)． 180-l82oCRecrystallizationofcrudelOfromEtOH-H20（10:1,Ｖ/v）４）Forareview,seeDS､LethamandLM.Ｓ､PalnM""Ⅸ､Rev.Ｐ/tJ"／ aHbrdedananalyticalsampleascolorlessscales，ｍｐ183.5-185°Ｃ；ＩＲ Ｐﾉiysjoﾉ.,３４，１６３（1983） '淵｡１ｃｍ-1：３０５０（sh）（OH)，1655（C＝C)，1580（CO三)；’Ｈ－ＮＭＲＳ）α)Tltaya,TFUjii,AEvidente,GRandazzo,GSurico,andNQ70MHz,、20)５:'7)1.83(3Ｈｓ,Ｍｅ),３６７(2Ｈ､ｄ,ノー7.5Ｈｚ,ＮＣＨ２)，SIacobelhs,Z1ermAe巾o"Ｌｅ".,27,6349(1986);ｂ)Ｔ・FUjii,Ｔ・Itaya，4｣Ｓ(2Ｈｓ､ＣＨ２０Ｈ),５．４５（ＩＨ,t,ノー7.5Ｈｚ,Ｃｕ＝ＣＭe)』"αﾉ.CalcdandSMatsubara,Ｃ/lem.ＰﾉｉａｒｍＢＭ.､37,1758（1989);c)Ｔ､FUiii，１brCI2Hﾕ4Ｎ206:Ｃ,49.30;Ｈ,827;Ｎ,9.58.Found:Ｃ,49.54;Ｈ,8.46;NTItaya,Ｓ・Yoshida,ａｎｄＳ・Matsubara,ｊ伽.､37,3119（1989)．9.66. 6）α)Ｔ､FUjii,Ｍ､Ohba,ａｎｄＭ・Sakari,〃e/eloCycks,27.2077(1988)；（Z)-2-MethyM-(Ｍとpurin-6-ylamino)-2-buten-1-ol（ciS-Zeatin）（3a）Ａ６)TFUjii,Ｍ・Ohba,Ｍ・Sakari,andSMatsubara,dIem.Ｐ/iａｒｍ．mix(ureoflO(64ｍｇ,0.22,mol),6-chloropurine(62ｍｇ,０．４，mol),Ｅｔ３ＮＢ"ﾉﾉ.,38,2702（1990),andreferencescitedtherein． (05ｍl),andl-butanol(5ｍl)washeatedunderrefluxfbr3hThereaction７）WCStillandCGennari,〃rqAe的o〃Ｌｅ".,24,4405（1983)．mixturewasconcentratedmwzcⅨotoleaveapaleyellowoil,whichｗａｓ８）Forareview,seeBEMaryanofTandABReitz,ｄｌｅｍ.ｈｖ.,８９， dissolvedinH20(lml)Theresultingaqueoussolutionwaspassedthrough８６３（1989)． acolumnofAmberlitelRA-402(HＣＯ訂)(4ｍl),andthecolumnwaseluted９）α)ＮＪ・Leonard,Ａ・JPlaytis,FSkoog,ａｎｄＲＹ・Schmitz,Ｊ､伽．withH20(50ｍl).Theeluatewasconcentratedmvαc"０，andtheresidualC/１２ｍ.ＳＯＣ.,93,3056(1971);６)GMackenzie,Ｐ.Ｗ､Rugg,ａｎｄＧ ｓｄＭ(82ｍｇ）wasrecrystallizedfromEtOH（1ｍl),givingafirstcrop Shaw,Ｊ,die、､ＳＯＣ.，Ｐｅ７ｋｍｎα"３．ノ，1976,1446．(46ｍｇ)of3aAsecondcrop(17ｍｇ)wasobtainedbyconcentrationoflO）α)GDesvagesandMOlomucki,Ｂ""､ＳＯＣ.Ｃ/i”､凡,１％9,3229；lhemotherliquorfi･omtheaboverecrystallizationunderreducedpressure ６)ＨＪ・Vreman,Ｒ､Ｙ・Schmitz,Ｆ・Skoog,Ａ・JPlaytis,CRFrihart，andsubsequentpurificationoftheresiduebyHashchromatography13） andNJLeonard,Ｐ/iy1oc/lemmZy,１３，３１（1974)． [AcOEt-EtOH（4:１，Ｖ/v)]・Ｔｈｅｔｏｔａｌｙｉｅｌｄｏｆ３ａｗａｓ６３ｍｇ（72％）１１）Forthesynthesisatthe9-β-D-ribofUranosidelevel,seeα)ＡＪ・PlaytisFurtherrecrystallizatioｎｏｆｃｒｕｄｅ３ａｆｉＰｏｍＥｔＯＨｙｉｅｌｄｅｄａｎａｎalyticalandN・JLeonard,Ｂｊｏｃ/lemBjop/iys・ｈｓ・Ｃｏｍｍ"".,４５，１（1971)；sampleascolorlessprisms,ｍｐ２１２-214°Ｃ(lit・ｍｐ２０６-208°Ｃ9｡);ｍｐ ６)Ｓ・David,GdeSennyey,andBSotta,Ｚ１ｅＩｒａｈｅ"o"Ｌｅ".,23,1817209℃９６１);ＭＭ/z:２１９(Ｍ+);ＵＷ鰯E1oH269nm(cl9100);鳰誤(ｐＨ （1982)． !)274(18000);ス寵?(ｐＨ7)269(19300);ﾉ1M:?(ｐＨ13)275(18600),２８３１２）AEvidente,TFUjii,Ｎ・SIacobellis,SRiva,ASisto,ａｎｄＧ(sh)(14300);ｌＨＮＭＲ[500ＭＨｚ,(ＣＤ3)2SO］６：１．７１（3Ｈ,ｓ,Ｍｅ),４．０４Surico,Ｐ/lWoche"１Ｍγ,30,3505(1991),andrefbrencescitedtherein (ZH､s,Ｃ回20H),４１２(2Ｈ,ｂｒ,ＮＣＨ２),４．７３（1Ｈ,ｂｒ,ＯＨ),５．３５（1Ｈ,t，13）Ｗ・CStill,MKahn,andAMitra,Ｊ､Ｏ'9.die腕.,43,2923(1978)．J=6.5Ｈｚ,Ｃ且＝ＣＭe),７．６０（ｌＨ,ｂｒ,ＮＨＣＨ２),８．０８ａｎｄ８．１７（lHeach，14）RSchwyzer,Ｐ､Sieber,andHKappeler,ＨｂｈＣﾉｉｊ"Ｍαα,42,2622s,Purineprotons),1288［ｌＨ,ｂｒ,Ｎ(9)Ｈ].』"αﾉ.CalcdfbrCloHl3N50： （1959)． C,54.78;Ｈ,5.98;Ｎ,31.94.Found:Ｃ,５４５９;Ｈ,6.04;Ｎ,31.9ＬＴｈｉｓｌ５）α)０Ｗ､Gokel,ＤＪ・Ｃｒａｍ,CLLiotta,Ｈ・PHarris,ａｎｄＦ.Ｌ・samPlewasidentical［bymixturemeltingpointtestandcomparisonofCook,ノ.Ｏ'9.Ｃ/1ｃｍ.,39,2445(1974);６)CLLiotta,Ｕ､Ｓ､PatentthelR(NUjol)ａｎｄlH-NMRspectraandTLCmobility(infbursolvent3997562(1976)［Che、､肋sZr.,86,P121387r(1977)］Systems)]withauthenticcな-zeatin(SigmaChemicalCo)．１６）OIsler,HGutmann,Ｍ・Montavon,RRiiegg,GRyser,ａｎｄＰ．（Z)-/W4-Hydroxy-3-methyl-2-butenyl)-2'-.eoxyadenosine［9-(Z-Deoxy‐Zeller,Ｈｅﾉv､Ｃ/i”､八ｃｍ,40,1242（1957)．l-D-ribofnranosyl)-cjS-zeatin］（3c）AstirredsolutionoflO（64ｍｇ，１７）sodium2,2-dimethyl-2-silapentane-5-sulfbnate(DSS)wasusedasa、0.22,mol)and6-chloro-9-(2-deoxy-β-D-ribofilranosyl)purine18)(108ｍｇ， internalstandard O4mmol)inl-butanol(5ｍl)containingEt3N(0.5ｍl)washeatedunderl8）ＭＪＲｏｂｉｎｓａｎｄＧ・ＬＢａｓｏｍ,Ｃａ".Ｊ､Ｃ/１２ｍ.,51,3161（1973)．IC8uxfbr25hThereactionmixturewasconcentratedmvac"otoleavel9）Seefbrmula3cinChartlfbrthenumberingsystem aslightlyyellowoil,whichwasdissolvedinH20（1ｍl).Theaqueous20）RAFletcher,VKallidumbil,andPSteele,Ｐﾉﾋz"'Ｐ/i〕ﾉsio/､,６９，６７５solutionwaspassedthroughacolumnofAmberliteIRA-402（ＨＣＯ訂）（1982)．
